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Abstract: Nanomaterials with tunable properties show promise because of their size-dependent
electronic structure and controllable physical properties. The purpose of this research was to develop
and validate environmentally safe nanomaterial-based approach for treatment of drinking water
including removal and degradation of per- and polyfluorinated chemicals (PFAS). PFAS are surfactant
chemicals with broad uses that are now recognized as contaminants with a significant risk to human
health. They are commonly used in household and industrial products. They are extremely persistent
in the environment because they possess both hydrophobic fluorine-saturated carbon chains and
hydrophilic functional groups, along with being oleophobic. Traditional drinking water treatment
technologies are usually ineffective for the removal of PFAS from contaminated waters, because
they are normally present in exiguous concentrations and have unique properties that make them
persistent. Therefore, there is a critical need for safe and efficient remediation methods for PFAS,
particularly in drinking water. The proposed novel approach has also a potential application for
decreasing PFAS background levels in analytical systems. In this study, nanocomposite membranes
composed of sulfonated poly ether ether ketone (SPEEK) and two-dimensional phosphorene were
fabricated, and they obtained on average 99% rejection of perfluorooctanoic acid (PFOA) alongside
with a 99% removal from the PFOA that accumulated on surface of the membrane. The removal of
PFOA accumulated on the membrane surface achieved 99% after the membranes were treated with
ultraviolet (UV) photolysis and liquid aerobic oxidation.
Keywords: 2-dimensional materials; nanofiltration; per- and polyfluorinated compounds (PFAS); functionalization

in published maps and institutional
affiliations.

1. Introduction
Copyright: © 2020 by the authors. Licensee MDPI, Basel, Switzerland. This
article is an open access article distributed
under the terms and conditions of the
Creative Commons Attribution (CC BY)
license (https://creativecommons.org/
licenses/by/4.0/).

Based upon the success of graphene, two dimensional (2D) materials have excited
scientists worldwide. As a result, much research has been tailored towards developing
the next generation of materials that may be able to overcome one of the main limitations
of graphene, which is the absence of a band gap [1]. Phosphorus which constitutes
approximately 0.1% of the Earth’s crust is one of the most abundant elements [2], and
it exists as several allotropes. White and red phosphorus are the most commonly seen
allotropes used typically for making explosives and safety matches [3]. Black phosphorus
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(BP), though rarely mentioned, is the most stable allotrope of phosphorus [4], and it
combines high carrier mobility with a fundamental band gap [5]. Graphite and black
phosphorus (BP) are the only known monotypic van der Waals crystals [6,7]. Unlike carbon,
phosphorus has only three valance electrons which leads to BP being semiconducting, since
each atom is bonded to three neighboring atoms [6]. Exfoliated, p-type semiconducting BP
flakes possess mobilities of ~200–1000 cm2 /V-s at room temperature, current on/off ratios
of ~104 and anisotropic transport. Consequently, BP shows promise as a nanomaterial that
could complement or exceed the electronic, spintronic, and optoelectronic properties of
graphene [8,9]. Phosphorene is the single atomic layer of BP that shows semiconducting
properties [10]. Phosphorene distinguishes itself from other 2D layered materials by its
unique structural characteristics, relatively large direct band gap and good charge carrier
mobilities [11].
Photocatalysts absorb photons to increase the chemical rate of reaction [12]. Reactions are activated by the absorption of a photon with sufficient energy (equivalent to
or greater than the band-gap energy of the catalyst). The photon absorption leads to a
charge separation due to elevation of an electron (e− ) from the valence band of the semiconductor catalyst to the conduction band [13]. Phosphorene exhibits characteristics that
are desirable for photocatalytic applications, which include quantum confinement in the
direction perpendicular to the 2D plane signifying optical properties, large lateral size with
a high specific surface area and ratio of exposed surface atoms, high absorbance and strong
interaction with light [14–17]. Furthermore, phosphorene is a direct and narrow band gap
semiconductor, thus, it could efficiently harvest low energy photons during photocatalysis,
which can be tuned appropriately for photon absorption in the ultraviolet, visible light and
the near-infrared region of the solar spectrum. Therefore, these properties of phosphorene
have the potential to be explored in designing low fouling surfaces, such as membranes
for contaminant removal. Recently, phosphorene has been used as an additive to produce
stable nanohybrid membranes highly selective for molecules and ions [18].
Perfluoroalkyl substances (PFAS) are a group of man-made surfactant chemicals that
were first produced in the 1940s. PFAS can be found in many consumer products including
food packaging, household cleaners and fire-fighting foams. PFAS have been a concern
because they do not degrade and are very persistent in the environment [19]. PFAS are organic fluorochemicals where at least one carbon-hydrogen bond on the hydrocarbon chain
is replaced by a fluorine–carbon bond. Fluorine is one the most reactive elements when not
bonded, but when it has been bonded, it is extremely stable. Fluorinated hydrocarbons are
resistant to high temperatures, strong acids and bases and are nonflammable as well [20].
This stability of PFAS makes it virtually nondegradable and allows for PFAS to build up in
the environment, in marine animals and mammals, including humans. There have been
several studies performed that show evidence of PFAS having adverse effects on human
health because of their environmental persistence and widespread human exposure and
toxicity [21–23]. They are extremely persistent in the environment because they possess
both hydrophobic fluorine-saturated carbon chains and hydrophilic functional groups,
along with being oleophobic [24]. PFAS have been shown to have carcinogenic properties
as well as developmental toxicity [20,25]. As the chain length of the compounds increases
so does the toxicity of their effects [26]. In 2009, the EPA labeled two PFAS substances,
perfluorooctanoic acid (PFOA) and perfluorooctane sulfonate (PFOS), as contaminants of
potential concern in drinking water [27], and it has set a lifetime health advisory at 70 ng/L
for PFAS in drinking water [28].
PFOA and PFOS are two of the most common PFAS substances produced and their
production has now been banned in most of Europe and the United States. The degradation
of PFOA, leads to the formation of two intermediate products, which are less fluorinated
carboxylic acids and shorter-chain PFASs. The presence of the carboxylic acids indicates
the cleavage of C−F bonds and H/F exchange, while formation of short chain PFASs
implicates the scission of C−C bonds [29]. The treatment technologies currently available
for the removal and/or degradation of PFAS compounds are limited to adsorption, ad-
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vanced photochemical oxidation, sonochemical decomposition, filtration, and air-sparged
hydrocyclone technology [30]. For adsorption, granular activated carbon in the absence
of organic matter is effective for the removal of long chain perfluoroalkyl acid but it is
ineffective against short chain perfluoroalkyl acids [31]. Sonolysis involves the use of
ultrasound waves to create cavitation. During the process of cavitation, bubbles collapse
and adiabatically generate high pressure and temperature conditions that pyrolyze perfluorinated compounds [32]. Sonolysis has been observed to breakdown PFAS compounds on
the laboratory scale, but it has not been commercialized because of design challenges during the cavitation propagation [31]. Advanced oxidation processes that have successfully
degraded PFAS include ultraviolet (UV) irradiation and electrochemical techniques [33].
Photochemical oxidation is an indirect photolysis technique, which degrades contaminants
by reacting with reactive radicals. Adding a photocatalyst to UV photolysis of PFAS enhanced the ability of the process to degrade the material [34]. Catalysts such as TiO2 , Fe3+ ,
S2 O8 2− , IO4− , and CO3 2− , in combination with UV, efficiently degraded PFAS owing to
formation of reactive and potent oxidative species such as CO3− •, H•, OH•, and PFAS
complexes [35]. Direct photolysis of PFASs tends to have relatively low removal efficiencies
and fluoride yields compared with other processes and thus needs additional processes to
reach complete degradation [34].
Oxygen is a cheap, abundant and green oxidant, which usually generates water as the
only stoichiometric byproduct, and recent research efforts have been tailored towards the
development of liquid phase aerobic oxidation methods to combat the negative impact of
the inorganic oxidants, like potassium permanganate, chromium trioxide, and manganese
dioxide [36]. Under ambient conditions, oxygen in its ground state is unreactive with
organic molecules; hence, a catalyst is often necessary to control the selective oxidation of a
molecule [37]. Palladium catalyzed aerobic oxidations are the most studied and have been
successful in the conversion of alcohols to ketones and aldehydes [38].
Recently, a temperature-responsive membrane composed of poly-N-isopropylacrylamide
(PNIPAAm) on polyvinylidene difluoride (PVDF) membranes acted as polymeric adsorber
to remove PFOA successfully [39]; however, PFOA was not destroyed. Therefore, there is a
critical need for safe and efficient remediation methods for PFAS, particularly in drinking
water.
Nanocomposite membranes with tunable properties show promise for numerous
technologies [40–43] because of their size-dependent electronic structure and controllable
physical properties. The purpose of this research is to develop and validate environmentally
safe nanomaterial-based approaches for treatment of drinking water including degradation of per- and polyfluorinated chemicals (PFAS). Specifically relevant to the field of
liquid separations using membranes, the band gap of phosphorene provides electronic [44]
and photocatalytic [17] properties, which are proposed to make reactive membranes to
simultaneously remove and destroy PFAS. With the high toxicity and corrosive issues
encountered with metal-based photocatalysts (oxides, sulfides, and nitrides of titanium,
tungsten, cadmium, and transition-metal dichalcogenides), phosphorene can act as a metalfree photocatalyst to degrade organic compounds in the feed solution to make reactive
membranes. In this study, charged nanofiltration membranes were synthesized by blending
polysulfone (PSf) with sulfonated poly (ether ether ketone) with phosphorene nanoparticles. The goal of this study was to assess the potential of phosphorene membranes for
contaminant removal. Here, a nanohybrid nanofiltration (NF) membrane with tailored
selectivity for the removal of PFOA was used. After filtration, the removal and/or destruction of the PFOA that accumulated on the surface of the membranes was investigated using
UV and oxygenation treatments. Figure 1 shows a schematic of the experimental process.
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Figure 1. Schematics of experimental process showing the filtration of perfluorooctanoic acid (PFOA)
Figure 1. Schematics of experimental process showing the filtration of perfluorooctanoic acid
on phosphorene membranes followed by either treatment using UV irradiation or liquid aerobic
(PFOA) on phosphorene membranes followed by either treatment using UV irradiation or liquid
oxidation.
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oxidation.
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time for 2 mL of water to pass through membranes with an area of 13.4 cm2 was recorded,
and the water flux, J (LMH), was calculated using Equation (1)
J =

V
A∆t

(1)

where V is the volume of solution through the membrane in L, and A is the active filtration
area of the membrane cell in m2 , and t is the permeation time.
2.5. Determination of the Water Interaction Parameter of the Membranes
A drop shape analyzer (Kruss DSA100, Matthews, NC, USA) was used to determine
the wettability or water interaction parameter of the membrane by estimating the contact
angle between water and the solid surface of the membrane. The wettability of a membrane
surface plays a key role in water permeability and organic material adsorption [47]. For a
liquid drop on a flat horizontal surface, the contact angle can be described as the tangential
angle formed at the point of contact of the liquid on the solid surface. It denotes the
equilibrium point of all surface tension forces acting on the boundary layer at the point of
contact [47]. A contact angle value lower than 90◦ typically implies hydrophilicity of the
material and values greater than 90◦ usually denotes hydrophobicity.
2.6. Treatment Processes
After filtration of PFOA through the membrane, the membranes were removed and
treated using two methods, as shown in Figure 1. The first was a photolysis system
consisting of UV irradiation of the catalytic phosphorene membrane, while the second
was a liquid aerobic oxidation system consisting of oxygenating the catalytic phosphorene
membrane. For the first setup, ultraviolet irradiation was supplied with a UV lamp
(Spectroline Model EA-160, Westbury, NY, USA) at 365 nm. The membranes were exposed
for 200 min and experiments were performed in the dark. For the second setup, oxygen
was bubbled at a constant flowrate of 3 L/min onto the surface of the membrane for
280 min, experiments were performed under visible light. These time durations were
chosen based on previous trial experiments. A series of tests were conducted and after
120 min, significant removal of PFOA had not happened, hence it was decided to increase
experimental time. After treatment, the membranes were cleaned by reverse flow filtration,
and the permeates from the backwash process were tested for PFOA. Each experiment
was replicated three times, and the average concentrations of PFOA in the permeate and
membrane surface were used in the calculation of adsorbed PFOA removal. Equation (2)
was used to determine the rejection of PFOA in the permeates.
R = (1 − (Cpr /Cs )) × 100%

(2)

where Cpr is the PFOA concentration in the permeate after reverse flow filtration, and
Cs is the concentration on the membrane surface, which is calculated from the difference
between initial PFOA feed concentration (Cf ) and concentration of PFOA in the permeate
after filtration (CP ).
2.7. Membrane PFOA Adsorption Analysis
To study PFOA adsorption control performance of the membranes, PFOA solution at
a concentration of 100 mg/L was filtered. First, it is important to note that PFOA is not a
typical foulant and other studies have not observed any significant irreversible fouling on
NF 270 membranes due to PFOA presence [48]. For purposes of this study, the observed
accumulation of PFOA on the external surface or within the pores of the membrane and at
the pore walls is addressed as adsorption. A high PFOA concentration of 100 mg/L was
used for filtration to examine not only the removal efficiency of phosphorene modified
membranes but also to study the removal of the PFOA adsorbed to the membrane surfaces
under UV irradiation and oxygenation treatments. The PFOA-adsorbed membranes after
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filtration were subjected to two treatment methods: Photolysis by irradiation with ultraviolet light (Spectroline Model EA-160, Westbury, NY, USA) at a wavelength of 365 nm
and catalytic oxygenation by bubbling oxygen on the surface of the membranes in water
after filtration. This was followed by reverse-flow filtration of deionized water to eliminate
reversibly-adsorbed PFOA from the treatment steps and determine flux recovery of the
membrane. The flux of the PFOA solution Jp (LMH) and the flux of the cleaned membrane, Jr were measured at 2.06 bar. The flux recovery (FR) was estimated using Equation
(3) [49]. The higher the flux recovery, and the lower the total adsorption ratio, the higher
the anti-adsorption property of the membrane [50].
 
Jr
× 100
(3)
FR (%) =
J
The adsorption resistance of the membrane was evaluated using Equations (4)–(6) [49],
where Rt , Rr , and Rir represent the total adsorption ratio (which indicates the total flux loss
from PFOA adsorption), reversible adsorption and irreversible adsorption respectively.


Jp
× 100
(4)
Rt = 1 −
J


Jr − J p
Rr =
× 100
(5)
J


J − Jr
× 100
(6)
Rir =
J
The PFOA rejection of the membrane after filtration and after during reverse flow
filtration after each treatment method was determined using Equation (2).
The concentration of PFOA was determined using an liquid chromatography-tandem
mass spectrometry (LC-MS/MS) method for per-/polyfluoroalkyl substances from water,
according to the one used by Saad et al. [39,51]. Essentially, we employed our previously developed and reported the LC-MS/MS method for per-/polyfluoroalkyl substance
(PFAS) analysis. Briefly, PFOA was measured by ultra-performance liquid chromatography
(UPLC) coupled electrospray ionization tandem mass spectrometry. A bench top binary
Shimadzu chromatograph (Model: LC-20 AD) and SIL 20 AC autosampler interfaced with
an AB SCIEX mass spectrometer (MS/MS) (Model: 4000 Q TRAP) were used. In this
study, since PFOA was target analyte, mass labeled perfluoro-n-[1,2,3,4-13 C4 ] octanoic
acid as surrogate standard (SS), and mass labeled perfluoro-n-[1,2,3,4-13 C4 ] heptanoic
acid as internal standard (IS) were used. Filtered and diluted water samples (1.0 mL)
were prepared containing 40 ng/L SS and 20 ng/L IS. The SS spiked samples, continuous
calibration verification (CCV), reagent blank and IS-blank were used as quality controls
(QC). Target analyte concentrations and QC performance of the method were determined
using IS based calibration curves. A gradient elution of mobile phase containing 20 mM
ammonium acetate in pure water (A) and pure methanol (B) was used with a Macherey
Nagel analytical column EC 125/2 NUCLEODUR C18 gravity packed with 5 µm particle
(length 125 × 2 mm ID) at a constant flow rate of 0.4 mL/min. A 13.51 min gradient with
composition of B was started 40% at 0.01 min, 65% at 1 min, 90% at 6 min, 95% at 11.5 min,
40% at 13.51 min with 2 min equilibration time. A volume of 5 µL of standard or samples
was injected. Data were collected in negative multiple reaction monitoring (MRM) mode
with monitoring of quantitation and qualifier ions for PFOA, SS, and IS. Data acquisition
and process were performed using AB Sciex Analyst version 1.4.2 and Multiquant version 3.0 software, respectively. The precursor and product ions monitored were PFOA
412.912 > 368.7, 168.7 m/z; SS 416.946 > 371.9 171.7 m/z; IS 366.897 > 321.7, 171.6 m/z were
obtained. Bold face indicates the quantitation ions. The PFOA, SS and IS were eluted from
column at retention times of 6.57, 6.58, 6.03 min, respectively. Average spiked SS recovery
was for 99.2% and average analyte CCV recoveries 105.4%. Limit of detections (LOD) for
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target analytes were 0.25 ng/mL at S/N = 4. Seven calibration points with linear dynamic
range (LDR) were 1.0–160 ng/mL with R2 values of 0.9986. MS was operated with curtain
gas 30 psi, negative ESI 4500-volt, temperature 300 ◦ C, and ion sources gas (GS1/GS2)
30 psi.
2.8. Measuring Ion Fluoride Concentration
The release of ion fluoride has previously been used when detecting PFOA mineralization [52]. The ion fluoride concentration was measured using Ion Chromatography
System (ICS) (Dionex, ICS 3000, Sunnyvale, CA, USA) following the EPA method 300.1 for
determination of inorganic ions by IC [53]. Briefly, we used a Dionex AS19 column, 39 mM
KOH as the mobile phase with a flow rate of 1 mL/min, and 20 µL for sample injection.
NIST traceable Fluoride standards were used with stock standards at 10 mg/L.
2.9. Structural and Profile Studies with Scanning Electron Microscope (SEM) and X-ray
Photoelectron Spectroscopy (XPS)
SEM studies were carried out to examine the surface characteristics of the membrane
after PFOA filtration. The membranes were first submerged and broken in liquid nitrogen
to achieve a fractured surface with negligible deformation (stretching and tearing) of
the polymeric membranes. Surface images were obtained with the resulting fracture in
a scanning electron microscope (SEM), Quanta FEG 250, FEI (ThermoFisher Scientific,
Waltham, MA, USA) without conductive coating.
The atomic profile compositions of the membranes were determined using a using a
Thermo Scientific (Waltham, MA, USA) K-Alpha XPS apparatus equipped with an Al K
(1486.6 eV) source (pass energy of 20 eV). Scans were conducted on the surface and a depth
profile study was done on different regions to quantify the presence of fluorine bon in the
membranes after each treatment method because it is the only element unique to PFOA in
the experimental setup. Depth profiling was performed using an ion beam to etch layers
of membrane surfaces and elemental composition was measured after each etching cycle.
XPS characterization of phosphorene membranes was performed. Phosphorus, carbon,
oxygen, sulfur, and fluorine peaks were fitted using Thermo Scientific™ Avantage Software.
The emission current of the X-ray source was 12 mA while the acceleration voltage was
10 kV. The spectra measurement was performed at an emission angle of 90◦ . The electron
energy analyzer operated in FAT mode (Fixed Analyzer Transmission), with a pass energy
of for survey scans and high-resolution scans of 50 eV and 20 eV, respectively. The total
resolution of this XPS was about 1.1 eV.
2.10. Surface Roughness Characterization
For nanofiltration membranes, factors that affect the extent of adsorption of materials
on the membrane include membrane surface roughness, surface charge and surface hydrophobicity [54]. The surface roughness of the membranes was measured after reverse
flow filtration to determine the effect of PFOA adsorption on the roughness of the membrane. An atomic force microscope (AFM) (Bruker Dimension Icon, Santa Barbara, CA,
USA) was used to measure surface roughness. A membrane area of 20 × 20 µm was chosen.
Data were collected under tapping mode and evaluated by the average root–mean–squared
(RMS) roughness.
2.11. Data Analysis
All experiments were replicated three times and the data presented are the averages
and standard deviations of the replicates. For statistical analysis, using SPSS software, oneway ANOVA followed by post hoc Tukey’s test for multiple comparisons were performed.
These statistical analyses were used to detect significant differences in contact angle and
the percentage of PFOA from the membrane under UV or oxygenation treatment under
different duration. Significance was determined at α ≤ 0.05. Error bars in the figures
represent ± one standard deviation obtained from all experiments being performed in
triplicates.
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3. Results and Discussion
In previous studies, phosphorene membranes were synthesized to characterize the
evolution of the polymeric membrane fabrication upon addition to phosphorene [18].
Characterization presented there is summarized here. First, a degree of sulfonation of 0.77
verified that the membranes would not solubilize during filtration and further supported
the recipe used here. The average pore diameter at the maximum pore distribution, i.e.,
the most prevalent pore size, of the SPEEK membranes was 0.022 microns (with smallest
and largest detected pores being 0.017 and 0.086 microns), while that of the phosphorene
membranes averaged 0.0024 microns (with smallest and largest detected pores being
0.0022 and 0.0078 microns). This indicated that the added phosphorene accumulated
within the pores. SPEEK membranes displayed an average hydrophilicity as measured
by contact angle of 48.3◦ ± 0.67◦ , while phosphorene-membranes had an average contact
angle of 81.5◦ ± 0.64◦ . This shows that unmodified membranes were more hydrophilic,
while phosphorene membranes had a more hydrophobic nature that is associated with the
presence of the more hydrophobic phosphorene. It was also observed that both SPEEK
membranes and phosphorene membranes were negatively charged in both acidic and basic
mediums. At a pH of approximately 6, the zeta potential of SPEEK was −61 ± 4.6 mV
while that of the phosphorene membrane was −44 ± 7 mV, which was possibly due
to the phosphorene nanoparticles masking some of the sulfonic sites (the source of the
negative charge of the membranes). Depth-profile scans found that phosphorus was
present throughout the membrane matrix, indicating that phosphorene was present also
within the pores of the membranes. In leaching studies, it was observed that phosphorene
loss was less than 1% of the initial amount of phosphorene added, implying stability within
the membrane matrix. Surface morphology studies indicated that phosphorene membranes
had rougher surfaces, while the SPEEK membranes had smoother surfaces, which was
likely due to some agglomeration caused by water being used as the nonsolvent during
membrane fabrication via NIPS. The membranes modified with phosphorene displayed a
higher protein rejection, but lower flux values and flux recovery after filtration possibly
due to the decrease in average pore size.
3.1. PFOA Filtration Studies
To study the permselectivity of the membranes towards PFOA, filtration studies were
performed by filtering a 100 mg/L PFOA solution through the phosphorene membranes
using crossflow filtration. The filtration flux profile is shown in Figure 2A, with all filtration experiments being performed at a pressure of 2.06 bar. From Figure 2A, during
membrane precompaction, the initial and final pure water flux values of the membrane
were 195 ± 14 LMH and 150 ± 31 LMH, respectively. At the end of precompaction, defined
as once the pure water flux becomes constant, the PFOA filtration was started. The initial
and final flux values for PFOA filtration were 145 ± 40 LMH and 123 ± 29 LMH. The flux
after reverse flow filtration, used to simulate backwashing, was 163 ± 9 LMH; hence, the
flux recovery was 84%. On average, total adsorption ratio of the membranes was 26%,
the reversible resistance of the membrane was 10% and the irreversible resistance of the
membrane was 16%. This indicates that PFOA only moderately adsorbed irreversibly to
the membranes. The high flux recovery along with the low total adsorption ratio indicate a high anti-adsorption property [50]; therefore, the phosphorene membranes were
able to successfully control PFOA adsorption. The standard deviations observed come
from the variabilities that arise during the casting process. For example, the thickness
of a membrane is partially responsible for the value of the flux through the membrane,
with thicker membranes displaying lower flux values as compared to thinner membranes.
While a doctor’s blade tool allows for setting of the desired thickness, spatial variations in
laboratory-cast membranes are still common and possible [55]; hence, the high standard
deviations. Flux declines were normalized to the initial flux for each duplicate filtration
experiment (Figure 2B), and upon averaging those, the standard deviations decreased
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tion of 99.9%. This excellent selectivity for PFOA with these membranes can be ascribed
to two factors, size exclusion, based on pore size, and electrostatic repulsion between the
membrane and the acid. The molecular weight of PFOA is 499 Da [56] or <0.14 µm [57],
while previous studies have shown the average pore size of the phosphorene membranes
was 0.0024 microns [46], so they were able to easily reject PFOA based on size exclusion.
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that surround each fluorine atom in the C-F bonds, present in perfluoroalkyl compounds,
are not easily polarized and thus prevent hydrogen bonding with polar and non-polar compounds. This increases with the degree of fluorine substitution at each carbon center and
relies on the length of the perfluoroalkyl chain. Thus, longer perfluoroalkyl chains exhibit
oleophobic properties, while shorter chains exhibit hydrophobic tendencies [61]. From
Figure 3, the measured contact angle of the membrane before filtration was 70.4 ± 0.13◦ .
After PFOA filtration, the contact angle did not change significantly, and it was 71.4 ± 0.76◦ .
After irradiation with ultraviolet light for 120 min, the membranes did not experience
changes in contact angle, 71.4 ± 2.47◦ , while with UV for 200 min, they became more
hydrophilic with a contact angle of 63.1± 0.04◦ . The results of the one-way ANOVA with
Tukey’s multiple comparisons test showed that the contact angle after UV irradiation for
120 was not different from the no-treatment alternative (P = 1.00), while UV for 200 min led
to a significant decrease in contact angle (P = 0.008). This may be due to the formation of
hydrophilic formic acid after the long-term photolysis reaction. Formic acid is one of major
byproducts of PFOA photolysis by UV irradiation [62]. On the other hand, the membranes
became more hydrophobic after catalytic oxygenation tested at 120, 200 and 280 min with
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for 120 was not different from the no-treatment alternative (P = 1.00), while UV for 200
min led to a significant decrease in contact angle (P = 0.008). This may be due to the formation of hydrophilic formic acid after the long-term photolysis reaction. Formic acid is
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further buttresses the atomic profile scan results of the membrane surface and pores, where
little to no fluorine molecules was detected in all the membranes. UV irradiation for
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and oxygenation, were effective in removing the PFOA reversibly bound to the membranes. An underlying reason would be the photocatalytic properties of the membrane
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pounds by either altering their functional groups or dividing major aromatic moieties into
compounds, such as aliphatic organic acids [64]. From Figure 5, it was determined that
smaller compounds, such as aliphatic organic acids [64]. From Figure 5, it was determined
membranes that were exposed to UV irradiation displayed the least PFOA adsorption,
that membranes that were exposed to UV irradiation displayed the least PFOA adsorpfollowed by the filtration alone membranes, and lastly membranes that were oxygenated.
tion, followed by the filtration alone membranes, and lastly membranes that were oxyHowever, despite seeming to have the largest amount of PFOA of their surfaces, the adsorpgenated. However, despite seeming to have the largest amount of PFOA of their surfaces,
tion on oxygenated membranes looked smaller in size and looser as compared all the other
the adsorption on oxygenated membranes looked smaller in size and looser as compared
membranes. The presence of smaller compounds on the oxygenated membrane might be
due to the generation of hydroxyl radicals during the treatment. Studies have shown that
PFOA oxidation by hydroxyl radicals happens following a stepwise mechanism, where the
cleavage of the carbon–carbon bond and the carboxylate group results in the generation of
shorter chain perfluorinated groups [65], which also agrees with the observed increase in
hydrophobicity (or contact angle) of the membrane after this treatment (Figure 3).
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all the other membranes. The presence of smaller compounds on the oxygenated membrane might be due to the generation of hydroxyl radicals during the treatment. Studies
have shown that PFOA oxidation by hydroxyl radicals happens following a stepwise
mechanism, where the cleavage of the carbon–carbon bond and the carboxylate group
results in the generation of shorter chain perfluorinated groups [65], which also agrees
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Figure 6A is possible to show if removal occurred. Regarding UV treatment, Figure 6B
shows that the amount of fluorine on the surface of the membranes was approximately half
of that accumulated on the surface (Figure 6A), which indicates that UV irradiation was
effective at the removal of fluorine from the membrane surface in agreement with Figure 5C.
Furthermore, the presence of fluorine within the pores might indicate some destruction of
PFOA into smaller compounds that were able to travel inside the membrane pores. On the
other hand, oxygenation did not significantly impact the amount of fluorine present on
the membrane surface as compared to reverse flow filtration and UV irradiation; however,
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diation was effective at the removal of fluorine from the membrane surface in agreement
with Figure 5C. Furthermore, the presence of fluorine within the pores might indicate
some destruction of PFOA into smaller compounds that were able to travel inside the
membrane pores. On the other hand, oxygenation did not significantly impact the amount
of fluorine present on the membrane surface as compared to reverse flow filtration
and
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membrane, the membrane after filtration of PFOA, the membrane after filtration of PFOA
and irradiation with UV, the membrane after filtration of PFOA and oxygenation. The
average root mean square values; that is, the surface roughness values, for each membrane
were 73.7 ± 8.4 nm, 59.9 ± 13.7 nm, 26.03 ± 2.8 nm, and 35.8 ± 0.69 nm, respectively.
The UV irradiated membranes were the smoothest, while the plain membranes were the
roughest. From the SEM images of the membrane, it was observed that the UV membranes
displayed the least PFOA adsorption, and this correlated with the roughness observed,
as these were the smoothest membranes. The oxygenated membranes were the second
smoothest membranes likely because of the degradation of the organic acid after this
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tolysis that removed 98.4% of the adsorbed PFOA, while the second treatment was liquid
aerobic oxygenation that led to a 96.6% removal. After treatment, the UV-treated membranes became smooth, hydrophilic and showed a minimal amount of fluorine left on the
surface. Conversely, the oxygenated membranes became more hydrophobic and displayed
a high amount of fluorine on the surface after treatment. The results from this study further
confirms the photocatalytic characteristic of phosphorene. Given that PFOA is a persistent
contaminant, this research has thus provided another avenue for the treatment of contaminated waters. This highlights the need for research into the scaleup of these dual functional
membranes that exhibit very high rejection and removal of perfluorooctanoic acid.
Author Contributions: Investigation, methodology, formal analysis, writing-original draft preparation, J.E.; investigation, formal analysis, L.B.; methodology, validation, M.A.M.; funding acquisition,
methodology, A.J.M.; funding acquisition, project administration, editing, O.V.T.; conceptualization,
writing-review and editing, supervision, funding acquisition, I.C.E. All authors have read and agreed
to the published version of the manuscript.
Funding: This research was partially funded by the National Science Foundation (NSF) under
Cooperative Agreement No.1355438, by the NSF Kentucky EPSCoR Program, and the University of
Kentucky Igniting Research Collaboration. OVT was supported by the National Institute of Food
and Agriculture, U.S Department of Agriculture, under NC-1194. MAM was supported by National
Institute of Environmental Health Sciences (NIEHS) P30ES02659 grant and the NIEHS/NIH grant
P42ES007380. The content is solely the responsibility of the authors and does not necessarily represent
the official views of NIH.
Acknowledgments: We thank Jason Unrine for fluoride measurements.
Conflicts of Interest: The authors declare no conflict of interest.

References
1.
2.
3.
4.
5.
6.
7.

8.
9.
10.
11.
12.
13.
14.
15.

Cho, K.; Yang, J.; Lu, Y. Phosphorene: An emerging 2d material. J. Mater. Res. 2017, 32, 2839–2847. [CrossRef]
Aversa, R.; RPetrescu, V.; Apicella, A.; Petrescu, F.I. The basic elements of life’s. Am. J. Eng. Appl. Sci. 2016, 17, 1189–1197.
[CrossRef]
Liu, H.; Du, Y.; Deng, Y.; Ye, P.D. Semiconducting black phosphorus: Synthesis, transport properties and electronic applications.
Chem. Soc. Rev. 2015, 44, 2732–2743. [CrossRef] [PubMed]
Ling, X.; Wang, H.; Huang, S.; Xia, F.; Dresselhaus, M.S. The renaissance of black phosphorus. Proc. Natl. Acad. Sci. USA 2015,
112, 4523–4530. [CrossRef] [PubMed]
Liu, H.; Neal, A.T.; Zhu, Z.; Luo, Z.; Xu, X.; Tománek, D.; Ye, P.D. Phosphorene: An unexplored 2d semiconductor with a high
hole mobility. ACS Nano 2014, 8, 4033–4041. [CrossRef]
Koenig, S.P.; Doganov, R.A.; Schmidt, H.; Neto, A.H.C.; Özyilmaz, B. Electric field effect in ultrathin black phosphorus. Appl.
Phys. Lett. 2014, 104, 103106. [CrossRef]
Doganov, R.A.; O’Farrell, E.C.T.; Koenig, S.P.; Yeo, Y.; Ziletti, A.; Carvalho, A.; Campbell, D.K.; Coker, D.F.; Watanabe, K.;
Taniguchi, T.; et al. Transport properties of pristine few-layer black phosphorus by van der waals passivation in an inert
atmosphere. Nat. Commun. 2015, 6, 6647. [CrossRef]
Wood, J.D.; Wells, S.A.; Jariwala, D.; Chen, K.-S.; Cho, E.; Sangwan, V.K.; Liu, X.; Lauhon, L.J.; Marks, T.J.; Hersam, M.C. Effective
passivation of exfoliated black phosphorus transistors against ambient degradation. Nano Lett. 2014, 14, 6964–6970. [CrossRef]
Wang, H.; Wang, X.; Xia, F.; Wang, L.; Jiang, H.; Xia, Q.; Chin, M.L.; Dubey, M.; Han, S.-J. Black phosphorus radio-frequency
transistors. Nano Lett. 2014, 14, 6424–6429. [CrossRef]
Akhtar, M.; Anderson, G.; Zhao, R.; Alruqi, A.; Mroczkowska, J.E.; Sumanasekera, G.; Jasinski, J.B. Recent advances in synthesis,
properties, and applications of phosphorene. npj 2D Mater. Appl. 2017, 1, 5. [CrossRef]
Han, X.; Stewart, H.M.; Shevlin, S.A.; Catlow, C.R.A.; Guo, Z.X. Strain and orientation modulated bandgaps and effective masses
of phosphorene nanoribbons. Nano Lett. 2014, 14, 4607–4614. [CrossRef] [PubMed]
Rishabh, J.; Rekha, N.; Padmajan, S.S.; Eun, L.K.; Ju, J.H.; Ouk, K.S. Phosphorene for energy and catalytic application—Filling the
gap between graphene and 2d metal chalcogenides. 2D Mater. 2017, 4, 042006.
Akpan, U.; Hameed, B. Parameters affecting the photocatalytic degradation of dyes using tio2-based photocatalysts: A review. J.
Hazard. Mater. 2009, 170, 520–529. [CrossRef] [PubMed]
Xia, F.; Wang, H.; Xiao, D.; Dubey, M.; Ramasubramaniam, A. Two-dimensional material nanophotonics. Nat. Photonics 2014,
8, 899. [CrossRef]
Low, J.; Cao, S.; Yu, J.; Wageh, S. Two-dimensional layered composite photocatalysts. Chem. Commun. 2014, 50, 10768–10777.
[CrossRef]

Membranes 2021, 11, 18

16.
17.
18.
19.
20.
21.

22.
23.
24.
25.
26.
27.
28.

29.
30.
31.
32.
33.

34.
35.

36.
37.

38.
39.

40.
41.
42.

17 of 18

Novoselov, K.; Jiang, D.; Schedin, F.; Booth, T.; Khotkevich, V.; Morozov, S.; Geim, A. Two-dimensional atomic crystals. Proc. Natl.
Acad. Sci. USA 2005, 102, 10451–10453. [CrossRef]
Rahman, M.Z.; Kwong, C.W.; Davey, K.; Qiao, S.Z. 2d phosphorene as a water splitting photocatalyst: Fundamentals to
applications. Energy Environ. Sci. 2016, 9, 709–728. [CrossRef]
Eke, J.; Mills, P.A.; Page, J.R.; Wright, G.P.; Tsyusko, O.V.; Escobar, I.C. Nanohybrid membrane synthesis with phosphorene
nanoparticles: A study of the addition, stability and toxicity. Polymers 2020, 12, 1555. [CrossRef]
Clara, M.; Gans, O.; Weiss, S.; Sanz-Escribano, D.; Scharf, S.; Scheffknecht, C.J.W.R. Perfluorinated alkylated substances in the
aquatic environment: An austrian case study. Water Res. 2009, 43, 4760–4768. [CrossRef]
Lau, C.; Butenhoff, J.L.; Rogers, J.M. The developmental toxicity of perfluoroalkyl acids and their derivatives. Toxicol. Appl.
Pharmacol. 2004, 198, 231–241. [CrossRef]
Apelberg, B.J.; Witter, F.R.; Herbstman, J.B.; Calafat, A.M.; Halden, R.U.; Needham, L.L.; Goldman, L.R. Cord serum concentrations
of perfluorooctane sulfonate (pfos) and perfluorooctanoate (pfoa) in relation to weight and size at birth. Environ. Health Perspect.
2007, 115, 1670–1676. [CrossRef] [PubMed]
Rappazzo, K.M.; Coffman, E.; Hines, E.P. Exposure to perfluorinated alkyl substances and health outcomes in children: A
systematic review of the epidemiologic literature. Int. J. Environ. Res. Public Health 2017, 14, 691. [CrossRef] [PubMed]
Sáez, M.; de Voogt, P.; Parsons, J.R. Persistence of perfluoroalkylated substances in closed bottle tests with municipal sewage
sludge. Environ. Sci. Pollut. Res. 2008, 15, 472–477. [CrossRef] [PubMed]
Kannan, K. Perfluoroalkyl and polyfluoroalkyl substances: Current and future perspectives. Environ. Chem. 2011, 8, 333–338.
[CrossRef]
Kannan, K.; Koistinen, J.; Beckmen, K.; Evans, T.; Gorzelany, J.F.; Hansen, K.J.; Jones, P.D.; Helle, E.; Nyman, M.; Giesy, J.P.
Accumulation of perfluorooctane sulfonate in marine mammals. Environ. Sci. Technol. 2001, 35, 1593–1598. [CrossRef] [PubMed]
Ahrens, L.; Bundschuh, M. Fate and effects of poly-and perfluoroalkyl substances in the aquatic environment: A review. Environ.
Toxicol. Chem. 2014, 33, 1921–1929. [CrossRef]
Pontius, F. Regulation of perfluorooctanoic acid (pfoa) and perfluorooctane sulfonic acid (pfos) in drinking water: A comprehensive review. Water 2019, 11, 2003. [CrossRef]
Cordner, A.; de la Rosa, V.Y.; Schaider, L.A.; Rudel, R.A.; Richter, L.; Brown, P. Guideline levels for pfoa and pfos in drinking
water: The role of scientific uncertainty, risk assessment decisions, and social factors. J. Expo. Sci. Environ. Epidemiol. 2019, 29,
157–171. [CrossRef]
Cui, J.; Gao, P.; Deng, Y. Destruction of per-and polyfluoroalkyl substances (pfas) with advanced reduction processes (arps): A
critical review. Environ. Sci. Technol. 2020, 54, 3752–3766. [CrossRef]
Espana, V.A.A.; Mallavarapu, M.; Naidu, R. Treatment technologies for aqueous perfluorooctanesulfonate (pfos) and perfluorooctanoate (pfoa): A critical review with an emphasis on field testing. Environ. Technol. Innov. 2015, 4, 168–181. [CrossRef]
Ross, I.; McDonough, J.; Miles, J.; Storch, P.; Kochunarayanan, P.T.; Kalve, E.; Hurst, J.; Dasgupta, S.S.; Burdick, J. A review of
emerging technologies for remediation of pfass. Remediat. J. 2018, 28, 101–126. [CrossRef]
Cao, H.; Zhang, W.; Wang, C.; Liang, Y. Sonochemical degradation of poly-and perfluoroalkyl substances-a review. Ultrason.
Sonochem. 2020, 69, 105245. [CrossRef] [PubMed]
Sahu, S.P.; Qanbarzadeh, M.; Ateia, M.; Torkzadeh, H.; Maroli, A.S.; Cates, E.L. Rapid degradation and mineralization of
perfluorooctanoic acid by a new petitjeanite bi3o (oh)(po4) 2 microparticle ultraviolet photocatalyst. Environ. Sci. Technol. Lett.
2018, 5, 533–538. [CrossRef]
Merino, N.; Qu, Y.; Deeb, R.A.; Hawley, E.L.; Hoffmann, M.R.; Mahendra, S.J.E.E.S. Degradation and removal methods for
perfluoroalkyl and polyfluoroalkyl substances in water. Environ. Eng. Sci. 2016, 33, 615–649. [CrossRef]
Ahmed, M.B.; Alam, M.M.; Zhou, J.L.; Xu, B.; Johir, M.A.H.; Karmakar, A.K.; Rahman, M.S.; Hossen, J.; Hasan, A.K.; Moni, M.A.
Advanced treatment technologies efficacies and mechanism of per-and poly-fluoroalkyl substances removal from water. Process
Saf. Environ. Prot. 2020, 136, 1–14. [CrossRef]
Hone, C.A.; Kappe, C.O. The use of molecular oxygen for liquid phase aerobic oxidations in continuous flow. In Accounts on
Sustainable Flow Chemistry 2020; Springer: Cham, Switzerland, 2020; pp. 67–110.
Gavriilidis, A.; Constantinou, A.; Hellgardt, K.; Hii, K.K.M.; Hutchings, G.J.; Brett, G.L.; Kuhn, S.; Marsden, S.P. Aerobic
oxidations in flow: Opportunities for the fine chemicals and pharmaceuticals industries. React. Chem. Eng. 2016, 1, 595–612.
[CrossRef]
Ye, X.; Johnson, M.D.; Diao, T.; Yates, M.H.; Stahl, S.S. Development of safe and scalable continuous-flow methods for palladiumcatalyzed aerobic oxidation reactions. Green Chem. 2010, 12, 1180–1186. [CrossRef]
Saad, A.; Mills, R.; Wan, H.Y.; Mottaleb, M.A.; Ormsbee, L.; Bhattacharyya, D. Thermo-responsive adsorption-desorption of
perfluoroorganics from water using pnipam hydrogels and pore functionalized membranes. J. Membr. Sci. 2020, 599, 117821.
[CrossRef]
Thompson, B.C.; Fréchet, J.M.J. Polymer–fullerene composite solar cells. Angew. Chem. Int. Ed. 2008, 47, 58–77. [CrossRef]
Talapin, D.V.; Murray, C.B. Pbse nanocrystal solids for n- and p-channel thin film field-effect transistors. Science 2005, 310, 86–89.
[CrossRef]
Wu, J.; Agrawal, M.; Becerril, H.A.; Bao, Z.; Liu, Z.; Chen, Y.; Peumans, P. Organic light-emitting diodes on solution-processed
graphene transparent electrodes. ACS Nano 2010, 4, 43–48. [CrossRef]

Membranes 2021, 11, 18

43.
44.
45.

46.
47.
48.
49.

50.
51.
52.

53.
54.
55.
56.

57.
58.
59.
60.
61.
62.
63.
64.
65.
66.
67.

68.
69.

18 of 18

Woomer, A.H.; Farnsworth, T.W.; Hu, J.; Wells, R.A.; Donley, C.L.; Warren, S.C. Phosphorene: Synthesis, scale-up, and quantitative
optical spectroscopy. ACS Nano 2015, 9, 8869–8884. [CrossRef] [PubMed]
Guo, H.; Lu, N.; Dai, J.; Wu, X.; Zeng, X.C. Phosphorene nanoribbons, phosphorus nanotubes, and van der waals multilayers. J.
Phys. Chem. C 2014, 118, 14051–14059. [CrossRef]
Guo, Z.; Zhang, H.; Lu, S.; Wang, Z.; Tang, S.; Shao, J.; Sun, Z.; Xie, H.; Wang, H.; Yu, X.F. From black phosphorus to phosphorene:
Basic solvent exfoliation, evolution of raman scattering, and applications to ultrafast photonics. Adv. Funct. Mater. 2015, 25,
6996–7002. [CrossRef]
Eke, J.; Elder, K.; Escobar, I.C. Self-cleaning nanocomposite membranes with phosphorene-based pore fillers for water treatment.
Membranes 2018, 8, 79. [CrossRef]
Ismail, M.F.; Khorshidi, B.; Sadrzadeh, M. New insights into the impact of nanoscale surface heterogeneity on the wettability of
polymeric membranes. J. Membr. Sci. 2019, 590, 117270. [CrossRef]
Rattanaoudom, R.; Visvanathan, C.; Boontanon, S.K. Removal of concentrated pfos and pfoa in synthetic industrial wastewater
by powder activated carbon and hydrotalcite. J. Water Sustain. 2012, 2, 245–258.
Vatanpour, V.; Madaeni, S.S.; Moradian, R.; Zinadini, S.; Astinchap, B. Fabrication and characterization of novel antifouling
nanofiltration membrane prepared from oxidized multiwalled carbon nanotube/polyethersulfone nanocomposite. J. Membr. Sci.
2011, 375, 284–294. [CrossRef]
Zhao, X.; Su, Y.; Chen, W.; Peng, J.; Jiang, Z. Grafting perfluoroalkyl groups onto polyacrylonitrile membrane surface for improved
fouling release property. J. Membr. Sci. 2012, 415–416, 824–834. [CrossRef]
Mottaleb, M.A.; Petriello, M.C.; Morris, A.J. High-throughput uhplc-ms/ms measurement of per-and poly-fluorinated alkyl
substances in human serum. J. Anal. Toxicol. 2020, 44, 339–347. [CrossRef]
Bonyadinejad, G.; Khosravi, M.; Ebrahimi, A.; Nateghi, R.; Taghavi-Shahri, S.M.; Mohammadi, H. Sonoelectrochemical mineralization of perfluorooctanoic acid using ti/pbo2anode assessed by response surface methodology. J. Environ. Health Sci. Eng. 2015,
13, 77. [CrossRef] [PubMed]
US EPA. Method 300.1: Determination of Inorganic Anions in Drinking Water by Ion Chromatography; US EPA: Cincinnati, OH,
USA, 1997.
Hobbs, C.; Taylor, J.; Hong, S. Effect of surface roughness on fouling of ro and nf membranes during filtration of a high organic
surficial groundwater. J. Water Supply Res. Technol. AQUA 2006, 55, 559–570. [CrossRef]
Chede, S.; Griffiths, P.; Escobar, I.C.; Harris, T.A.L. Does casting method matter in filtration membranes? A comparison in
performance between doctor blade and slot-die extruded polymeric membranes. J. Appl. Polym. Sci. 2018, 20, 45563. [CrossRef]
Thompson, J.; Eaglesham, G.; Reungoat, J.; Poussade, Y.; Bartkow, M.; Lawrence, M.; Mueller, J.F. Removal of pfos, pfoa and
other perfluoroalkyl acids at water reclamation plants in south east queensland australia. Chemosphere 2011, 82, 9–17. [CrossRef]
[PubMed]
Dreyer, A.; Kirchgeorg, T.; Weinberg, I.; Matthias, V. Particle-size distribution of airborne poly- and perfluorinated alkyl substances.
Chemosphere 2015, 129, 142–149. [CrossRef]
Dixit, F.; Barbeau, B.; Mostafavi, S.G.; Mohseni, M. Pfoa and pfos removal by ion exchange for water reuse and drinking
applications: Role of organic matter characteristics. Environ. Sci. Water Res. Technol. 2019, 5, 1782–1795. [CrossRef]
Bellona, C.; Drewes, J.E. The role of membrane surface charge and solute physico-chemical properties in the rejection of organic
acids by nf membranes. J. Membr. Sci. 2005, 249, 227–234. [CrossRef]
Fujii, S.; Polprasert, C.; Tanaka, S.; Lien, N.P.H.; Qiu, Y. New pops in the water environment: Distribution, bioaccumulation and
treatment of perfluorinated compounds–a review paper. J. Water Supply Res. Technol. AQUA 2007, 56, 313–326. [CrossRef]
Ma, Z.; Shu, G.; Lu, X. Preparation of an antifouling and easy cleaning membrane based on amphiphobic fluorine island structure
and chemical cleaning responsiveness. J. Membr. Sci. 2020, 611, 118403. [CrossRef]
Giri, R.; Ozaki, H.; Morigaki, T.; Taniguchi, S.; Takanami, R. Uv photolysis of perfluorooctanoic acid (pfoa) in dilute aqueous
solution. Water Sci. Technol. 2011, 63, 276–282. [CrossRef]
Li, Q.; Elimelech, M. Synergistic effects in combined fouling of a loose nanofiltration membrane by colloidal materials and natural
organic matter. J. Membr. Sci. 2006, 278, 72–82. [CrossRef]
Song, W.; Ravindran, V.; Koel, B.E.; Pirbazari, M. Nanofiltration of natural organic matter with h2o2/uv pretreatment: Fouling
mitigation and membrane surface characterization. J. Membr. Sci. 2004, 241, 143–160. [CrossRef]
Gomez-Ruiz, B.; Ribao, P.; Diban, N.; Rivero, M.J.; Ortiz, I.; Urtiaga, A. Photocatalytic degradation and mineralization of
perfluorooctanoic acid (pfoa) using a composite tio2− rgo catalyst. J. Hazard. Mater. 2018, 344, 950–957. [CrossRef] [PubMed]
Javed, H.; Lyu, C.; Sun, R.; Zhang, D.; Alvarez, P.J. Discerning the inefficacy of hydroxyl radicals during perfluorooctanoic acid
degradation. Chemosphere 2020, 247, 125883. [CrossRef]
Hori, H.; Yamamoto, A.; Hayakawa, E.; Taniyasu, S.; Yamashita, N.; Kutsuna, S.; Kiatagawa, H.; Arakawa, R. Efficient decomposition of environmentally persistent perfluorocarboxylic acids by use of persulfate as a photochemical oxidant. Environ. Sci. Technol.
2005, 39, 2383–2388. [CrossRef]
Huang, J.; Wang, X.; Pan, Z.; Li, X.; Ling, Y.; Li, L. Efficient degradation of perfluorooctanoic acid (pfoa) by photocatalytic
ozonation. Chem. Eng. J. 2016, 296, 329–334. [CrossRef]
Wang, Y.; Zhang, P.; Pan, G.; Chen, H. Ferric ion mediated photochemical decomposition of perfluorooctanoic acid (pfoa) by 254
nm UV light. J. Hazard. Mater. 2008, 160, 181–186. [CrossRef]

